Determination of energy difference of conformers: Application of Boltzmann equation:
The energy differences in of the conformers were calculated using equation (1) 
where Ni is the population of conformer i, Nj is the population of conformer j, k is the Boltzmann constant (kcal mol 
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Computational details
Computational methods available in Spartan '18 software 2 were employed to determine geometries and properties of macrocycle conformers. The structures of 1a-1, 1a-2, 1b-1 and 1b-2 were built in silico. The geometry of the structures were optimized at the CAM-B3LYP/6-31G(d) level of theory using C-PCM solvation model of acetonitrile.
X-ray crystallography
Diffraction data were collected at 120 K on Rigaku Saturn944+ diffractometer with graphite-monochromated Mo Kα radiation. The structures were solved by direct methods and refined using ShelXTL software package 
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Figure S12: Molecular structure of 1b-1. Thermal ellipsoids are drawn at the 50% probability level.
